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(;,-^Dn) xhydf-;^ (2-7i=/Pt°y 
v^'Cyv^'^A (III) (KAT [I r (ppy) ,C 

1 ] 2 tHhir) (H. Gerlach et al. , He 
Iv. Chim. Acta, 60, 638 (1977)) J:i i U-g-^U^ 8 - 

A-'yir'y^^^'.^'^XX T (ppy) 2 

(1 -Bu-a c a c) Sr-^^tfc, EP*>, [Ir(p 
py)2Cl]j 261mg (0. 24mmol) 3 

Oin 1 <DmM:»:^X^%l.tz.;^{' y-zi-^Kmrn^"^. 
8—y^y—2, 4-C/:*-:/8 7mg (0. 56mmo 
1) t hi) ^i-J^T^'y? 6mg (0. 7 5 mm o 1 ) 

^ X^m Lfco j!>c{Cl&tg®g;!ki§jS 200ml t^nn*: 
jl-M.S Om\ ^Mx.XmV<^WL. ^tia7S^jUM.m%: 

^wiLx^m^^^'y^j^x^mWi. m&i^xmmt:^ 

L, i>^Dn>^>-S:^tHffii:-t5->y 

mmiUBLx^m^^. 'pm<D-^^^yt:M^x-2o 

"ClCftiPL. eS«)i:1-^ Ir (ppy) 2 (l-Bu- 
acac) 2 7 0mg (0. 4 1 mm o 1 ) ^^JtfeiS 

^tvxntz (iix*8 5%) „ m^itcHNTzm^Vr. 

' H-.NMR T'trofCo 
[00 6 2] ' H NMR (CDCb ) : d 8. 49 (d, J = 5. 7 Hz, 

2 H, ppy), 7.83 (t, J = 7.8 Hz, 2H, ppy), 7.70 
(m, 2 H, ppy), 7.54 (t, J = 6.8 Hz, 2 H, ppy), 7.1 
0 (m, 2H, ppy), 6.80 (t, J = 7. 3 Hz, 2 H, ppy), 6. 
68 (m, 2 H, ppy), 6.35 (d, J= 6.2 Hz, 1 H, ppy), 
6.25 (d, J = 6.2 Hz, 1 H, ppy), 5.61 (m, 1 H, -CH= 
CH2), 5.19 (s, 1 H, diketonate-methine) , 4.86 (m, 

2 H, -CH=CH2), 1.99 (t. J = 7. 3 Hz, 2 H. methylen 
e), 1.79 (s, 3 H, CH,), 1.72 (m, 2 H, methylene), 
1.38 (ffl, 2 H, methylene). E. A. : Calcd for d Hz, I 
rNzOz: C, 56. 95;H. 4.47; N, 4.28. Found: C, 55.8 
4; H, 4.32; N, 3.97. 

[0 0 6 3] 

[^b5 4l 
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(14) 



+ 2 
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(1 A> 



NEta 



MeOH 




[0 0 6 41 («lSfl?iJ2) m^mti 



(2->^^^/H:''y v^>) Uv^^i^ (I I I) (£>IT 
Ir (ppy)2 [1— (St —Me) -a c a c] h 

(2A) {CTtfi^fc, T-^^/i-Tir h>'t 4 

^)vy -2, 4 .^ri^i/^^Sr-g^^Lfco IP 

TK^^t-M^y 23g (6 0% in oi 
I) Olmmol) Sr^*#ll^TT'#l:L. rtltC 
h7t: Kd:77:^ (EilTTHFirBS-t) 6 0ml 
Sr*0:iT7k?BT*Ot:ic;^aL/Co r-COSgSSJfCTirf-yu 
T-feh>'2. 5g (24mmol) b^^-^ 

(Oa®;&?^^Lyh„ Ot:-Cl O^Fe^i^tfc^^ n-y 
^ywy ^f-^^AtT)^^^-^^?!^ (1 . 6M) 17. 5ml 
(2 8mmo 1) ^JST^ 5 t MtCOt: 
■C2 05^r«iai*Lfc:. #?5nfc«Mfe<^^«f-4 - fc'- 
/l-^>'v^/^:^n9^ K4. Og (2 6mmol) SrffiT 
SJC?15^^?^(CSUT2 O^r^m^^^. «r*S&S:*D 



[6- (4- : 1 (^^m) ?l^^*lT'SWb. ^^mi^^ 

J:9. gfi^i-rae- (4-t'^y^7icri7^) -2, 4 
-^:^rf-v^:t:^3. Og (14mmol) Sr1ffetOfl$^ 

[006 5] 'h NMR (CDCh) : enol; d 7. 33 (d, J = 
20 8.1 Hz, 2 H, aromatic), 7.14 (d, J= 8.4 Hz, 2 H, a 
romatic), 6.68 (dd, J = 8. 1 Hz, 1 H, vinylic), 5.7 
0 (d,J = 17.0 Hz. 1 H. vinylic), 5.46 (s, 1 H, dik 
etonate-methine) , 5.20 (d, J = 11.1 Hz, 1 H, vinyli 
c), 2.91 (t, J = 5. 7 Hz, 2 H, methylene), 2.58 (t, 
J = 7. 3 Hz, 2 H, methylene), 2.03 (s, 3 H, methy 
1). keto; d 7.33 (d, J = 8.1 Hz, 2 H, aromatic), 
7.14 (d, J = 8. 4 Hz, 2 H, aromatic), 6.68 (dd, J = 
8.1 Hz, 1 H, vinylic), 5.70 (d, J = 17. 0 Hz, 1 H, 
vinylic), 5.20(d, J = 11. 1 Hz, 1 H, vinylic), 3.5 
30 3 (s, 2 H, C(=0)CH2C(=0)), 2.89 (m,4 H, ethylene). 
2.19 (s, 3 H, methyl), enol : keto = 6:1. E. 
A.: Calcdfor Cu H9O2 : C, 77.75; H. 7.46. Found: 
C. 77.49; H, 7.52. 
[0 0 6 6] 
[^k5 5] 



CI 



NaH. /vBuU 
THF 




(2 A) 



O O 



(0 0 6 7] ^\>^X\ ^^-A (2B) fOT%-ri5t-, mo 1) ^5 ml©N. N-v?^ ^yW^/UAT 5 K (EIT 

-©6- {4-\f~fVyx.=./\') -2, A—^^-fyv- DMFtl^-r) fC^ftfU rtllCS- (4 - ifii^'V-^ i 

[ I r (ppy)2Cl],S: n/M-2, 4 .^^l^'y:i-V2 \ OmM. (0. 9 7 

Rff^^-frT I r (ppy)2 [1- (St -Me) -a mmol) Sr^lDxT 6 5 t^T'lNFFeWnfi^*^ Lfco 

c a c] Sr-g-^UfCo IP*>, [Ir (ppy)2Cl], ^M4T'?^iPL/tS;£:^»SlC^&^^7K^fSSrAPxfcm. 

3 4 2ing (0. 3 2mmo 1) , ;^g?:f-hy'>Al 5 ^|tfe©fiK5>«r^ o n jJx/UAT-ttHi tfc. D-^?y-3i 

8mg (1. 5mmo I) ioJ:U:2, 6-v?-tert /^tKw-^ ^SrfflV^T^JiiSrSSm, ^SSr'>*®v^;5' d 
-7'^-'U-4-/^>'l'7iy-yP5mg (0. 0 2 3m 50 D 7< ;? Vt-^ft? L. -> li 7 A D-e h 7 -f 



27 



Ir (ppy)i[l-(St -Me) -a c a c] 3 
54mg (0. 49 mm o 

[ 0 0 6 8 1 ' H NMR (CDCh ) : d 8. 47 (d, J = 5. 7 Hz, 
1 H, ppy). 8.21 (d, J = 5.7 Hz, IH, ppy), 7.9 7. 
5 (m, 6 H, ppy), 7.18 (d, J = 8. 1 Hz, 2 H, stylyl- 10 
aromatic), 7.00 (m. 2 H, ppy), 6.89 (d, J = 8. 1 H * 
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* 2, 2 H, stylyl-aromatic), 6.75 (m, 5 H, ppy and vi 
nylic), 6.28 (t, J = 7. 3 Hz, 2 H, ppy), 7.67 (d, J 
= 17.6 Hz, 1 H. vinylic), 5.19 (d, J = 9. 5 Hz, 1 

H, vinylic), 5.17 (s, 1 H, diketonate-methine), 2.6 
0 (t, J = 7.3 Hz, 2 H, ethylene), 2.36 (m, 2 H, eth 
ylene), 1.75 (s, 3 H, methyl). E.A, : Calcd for Gs 
H31 IrNaft: C,60.40; H. 4.36; N. 3.91. Found: C, 6 

I. 35; H, 4.34; N, 3.83. 
[0 0 6 9] 
Ut5 6] 




+ 2 




Na^COa 



[00 7 01 mmms) m^mt^m: (s-t^d 

P-fyi/:i-^i/-2, 4-/i-:y^J:i-i—h) (2- 
y^^n^y^b-y v^>') ^^Ji^^^ (III) (KATI r 
(ppy) 2 [1- (A-Bu) -acac] tB&f) 

>^^-M. (3 A) iCTT^-rxoi^. O-t 

r^/ueyi/^-) ^yv^^>i. (KJLTI r (ppy) 2 [1 
- (OH-Bu) -acac] tm-T) ^^^LtZo BP 

mmmi tmm\^Lx^^Ltz\ r (ppy) 

2 (l~Bu-acac) 167mg (0. 26mmo 
1) SrTHF 1 Om UC^<5?L.. 9 -7}<7 t^^v-i^ 

n [3. 3. 1] /-r^ mT9-BBNtmi-) <0 
0. 5M THF^J^l . 0ml (0. 5mmo I ) 

fcRlJJig'&^tCSM NaOHTkS^JfleO. 2ml (0. 
eOmmol) t 3 5%H2 O2^?^0. 0 6 0ml 

(0. 6 2mmoi) ^MK^iw^xm^x 1 2mmmw 

LtCo lJctC2 Om I <D*S:*PxTn-^ 




(2B) 



OX:xmm^Bi-?>^t\cX^ I T (ppy)2[l- 
(OH-Bu) -acac] 23mg (0. 0 3 4m 

30 mo 1) ^nn^(DmwtLxmz. umi 3%, 

[0 0 7 1 1 'h NMR (CDCh): d 8.50 (d, J = 5.9 Hz, 
2 H, ppy), 7.82 (t, J = 7. 0 Hz, 2H, ppy), 7.72 
(t, J = 7.3 Hz, 2 H, ppy), 7.55 (t, J = 7, 0 Hz, 2 

H, ppy), 7.12 (t, J = 5.9 Hz, 2 H, ppy), 6.81 (t, 

J = 7.6 Hz, 2 H. ppy). 6.69 (t, J = 7. 3 Hz, 2 H, p 
py), 6.31 (d, J = 5.9 Hz, 1 H, ppy), 6.26 (d. J = 
5.9 Hz, 1 H, ppy), 5.19 (s, 1 H, diketonate-methin 
e), 3.44 (t, J = 7.0 Hz, 2 H, CH^OH), 1.98 (t, J = 
40 7.0 Hz, 2 H, methylene), 1.79 (s, 3 H, methyl), 

I. 34 (m, 4 H, methylene), 1,05 (m, 2 H, methylen 
e). E.A. : Calcd forCai H31 IrNiOs : C, 55.42; H, 4.6 
5; N. 4.17. Found: C, 55.76; H, 4.71; N,4. 19. 

[0 0 7 2] 
[41:5 7] 



29 



(16) 



1) S-BBN, THF 

2} NaOHaq. H^O^ 
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-J^—^f^ (3A) 




[0 0 7 3] J5CV^T% (3 B) K^t^Oi^. 

Z<Dl T (ppy)2 [1- (OH-Bu) -a c a 
c] tr^V^m^^y^ KSrSJ£^it?)r.iJcJ:i9 I 
r (ppy)2 tl - (A-Bu) - acac] Sr^n^ 10 
L/Co Wh. I r (ppy) 2 [1- (OH-Bu) - 
acac] 95mg (0. 14Tnmol) $:i/^np 
^^yiOmWcmML. ::tltChy:3if-yUT^>0. 
10ml (0. 7 2mmol) iM^tCo Z(DM}^\^T 
^ YO. 06 0ml (0. 74mmo 

1) ^^jp^r^i^T^so^Fflaif Lfco ?fe(c^^/~/vi 

— ^^'^>m:^mmt-h'-2 ovxm^^m-r^ 20 

tKX^S^tt^ I r (p p y) 2 [1 - (A-B 
u) -acac] 99mg (0. 1 4 mm o 1 ) * 



[0 0 7 4] ' H NMR (CDCL ) : d 8. 50 (d, J = 5. 9 Hz. 
2 H, ppy), 7.80 (m, 4 H, ppy), 7.51 (t, J = 7. 3 H 
z, 2 H, ppy), 7.18 (t, J = 5. 9 Hz, 2 H, ppy), 6.84 
(t, J= 7.3 Hz, 2 H, ppy), 6.70 (t, J = 7. 6 Hz, 2 

H, ppy), 6.25 (m, 3 H, ppy+ vinylic). 6.12 (dd, J 
= 15.6, 9.3 Hz, 1 H, vinylic), 5.75 (d. J = 9. 3Hz, 

1 H, vinylic), 5.17 (s, 1 H, diketonate-methine), 
4.05 (t. J = 7.0 Hz, 2 H. -COOCH2-), 1.84 (t, J = 
7.0 Hz, 2 H, methylene), 1.80 (s, 3 H, methyl), 

I. 34 (m, 4 H, methylene), 1.06 (m, 2 H. methylen 
e). E.A. : Calcdfor C34 Has IrN2 04 : C, 56.26; H, 4.5 
8; N, 3.86. Found: C, 56.55; H, 4.53; N, 3.60. 

[0 0 7 5] 



<3B) 




[0 0 7 6] (mmm 4) m^it^^ : {i-[4- 

tr'^ (2->^3:n>^Vey >?>-) >f lJv?r>jU (III) 

(I^TI r (p p y) 2 (MO I-Ph-acac) t 

mi-) o-^^ 

^^-A (4 A) K^txoK^ nmcm\^^^^Ltc\i' 

7. (u-^uu) xhy*;^ (2-:7 3iri/ut:'y v^^-) 
y v^!>ix ( I I I) ( [ I r (p p y) 2C I ] 2) 
<i^^<Dli^ (M. Cushman et al. , Tetrahedron Let 
t., 31, 6497(1990)) S:##(C^^Lfc p - b Kn^ 
-'y^l^V^^V^^V^R^.^'^X [1- (4-fcKn 40 
^i^yaL=^)V) - 3 1 , 3~7'n/^>'v^^ 
h] \f7. (2-:7^riywey v^-) -fyiz-^A (I 
I I ) (JEXT I r (p p y) 2 (OH-P h-a c a 
c) i:0&-r) ^-g^^Lfco [I r (ppy) 2C 

1]2 112mg (0. lOmmol) tm^ir y \) 
!j7i^64mg (0. 6 Ommo 1 ) iJiO^p -t: Kp^ 

%m% (0. 32mmol) 
Sr DMF 1 Om nc^S?U eorx^O. ^mi\tmm 



j*bfco rnhfitzu^j^mm^ i o om i (D^mmii^mm 

a?S^{J^*«Ov?i5^t3n;<^>'lC^^LTVy 
;!t7^A}ciPxfCo v^^^PP;^^>'/Tir h>'(D3 0 : 1 

tlcit). B6«]<!:-r?) I r (p py) 2 (OH-Ph- 
acac) lllmg (0. ISmmol) '^:tUl^i/ 

[0 0 7 7] 'H NMR (CDCl,) : d 8. 58 (d, 2 H, ppy), 
7.9 6.7 (m, 21 H, ppy + phenyl), 6. 52 (s, 1 H, dik 
etonate-methine), 6.37 (d, 2 H, ppy), 4.91 (s, 1 
H, OH). E.A. : Calcd for C37 H27 IrNzG, : C, 60.07; H, 

3.68; N, 3.79. Found: C,60. 77; H, 3.75; N, 3.62. 

[0 0 7 8] 

[^b5 9] 



(17) 
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(4 A) 




[0 0 7 9] d^\^^X\ (4B) IC^-fiptC, 

rcOIr (ppy)2 (OH-Ph-acac) i: 7< ^ 
^ y D-<y^::d-*VJ[i^yW>f y v'T^- K (^fp* : MO 
K asfnSxK) ilciO i r (pp 

y) 2 (MO I-Ph-acac) ^^^LfCo UPh. 
Ir (ppy)2 (OH-Ph — acac) llOmg 
(0. 1 Smmo I ) Sr h>'^^:/5 Om UC^^L. r. 20 
tllC2, t e r t -y^^'l— 4-p'^>'V:7 3iy 

-Vl- (EATBHT<!:0&-r) 5mg (0. 0 2 3mmo 
1) , 'J:f^/um (IV) i^y^u-h (UATDBTL 
i^-T) 3 2mg (0. 0 5 1 mmo 1) SU^MO I 
12 1mg(0. 7 8mmo 1 ) S:*0XT7 Ot:T*6^ 

VO2 0 : 1 mmit) m^mmx-mmir^t^&<Dit 
^mii^mmLfzo :i<Dmmi:^-i? 'J-=^^^^^^-^x 



51 r (ppy)2 (MO I -P h-a c a c) 100 
mg (0. I Immo ]) ^^^(DmWtLXmZo ^ 

[0 0 8 0] ' H NMR (CDCh ) : d 8. 60 (d, 2 H, ppy) , 
7.9 6.7 (m, 21 H, ppy and phenyl), 6.56 (s, 1 H, 
diketonate-methine), 6.39 (d, 2 H, ppy), 6.18 (s, 
1 H, olefinic), 5.65 (s, 1 H. olefinic). 5.29 (s, 
1 H, NH), 4.31 (t, 2 H, ethylene), 3.59 (t, 2 H, e 
thylene), 2.00 (s, 3 H, methyl). E.A. : Calcd for C 
44 H36 IrNaOs: C, 59.05; H, 4.05; N, 4.70. Found: 
C. 59.79; H, 4.05; N, 4.64. 

[0 0 8 1 ] 

[^b6 0] 



(MOO 
DBTUBHT 

CgHgCHs 



(4B) 



10 0 8 2] (Uli^lJS) m-^^it-t^O: [6- (4- 

ij ay(;u:t^'yy^=^f^) -2, 4-^=^^■»^Vv' 

(I I I) (y,Tl T (ppy) 2 [1- (MA-Ph 
-Me) -acac] t^ir) <D-^I^ 

(5 A) \Z^-rXo\^. T-fef-yl-T-fe HVt, 
{tkiSI(D:ffW: (C. Cativiela, et al. , J. Org. Chem. , 6 
0, 3074 (1995)) KX*) -^^VitA —<y'JjU:ir^iy^ 

in/p) -2, mh. 

^miti- hV^M, (6 0% in o i 1 ) 0. 3 0 g 
(7. 5mmo 1) S:^5!f#ffl^T-Cffl:U. rtttcT 
HF 2 Om 1 SrAP^tTKIST-O'Ctr/^iPLfco Z(Dmm 
jSElCT-fe^-'WT-lr h>0. 75g (7. 5mmol) t 



Sm 1 roig-g- 



40 



P^Si#^, n-y5'/vy^^'i»©'^=^-t^>'^?iS (1. 6 
M) 4. 6rnl (7. 5mmo 1) SrjSTUx HlCOt; 

4 -'<>'v?/w;i-^v'-i>' v^/t-^ K 2 . 2 8 g 

(7. Ommo 1 ) SrTHF 1 Om nc@*^Lfc^?K5: 



50 S6«]i:-t5 6- (^Vv'-'w:i-+->7i^yi') -2, 



4Tnmo 1) 



33 

4— 31 g (4. 

[008 3] ' H NMR (CDCh ) : enol ; d 7. 5 6. 8 (m, 9 
H, aromatic), 5.46 (s, 1 H, enol -me thine), 5.04 
(s, 2 H, -O-CH2-), 2.88 (t, J = 7.6 Hz, 2 H, ethyl 

ene), 2.55 (t, J = 8. 4 Hz. 2 H, ethylene), 2.04 ^ 

1) NaH 

2) n-BuU 
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* (s, 3 H, methyl), keto; d 7,56.8 (m, 9 H, aromati 
c), 5.04 (s, 2 H, -O-CHj-). 3.53 (s, 2 H, C(=0)CH2 
C(=0)), 2.84 (m, 4 H, ethylene), 2.19 (s, 3 H, met 
hyl). enol : keto = 5: 1. E.A. : Calcd for C19 H29 
O3: C. 77.00; H, 6.86. Found: C, 77.46; H, 6. 77. 
[0 0 8 4] 
Ut6 1] 



o o 



THF 



[0 0 8 5] ^\^^X\ (5B) K^-tXoi^. 

Z<D6- ('<Vv>/P;i-^'>7 3i=/l') -2. 4-'^*-!^ 
i/i;'2j-vSr*^^t-f5ri:{cJ:«J 6- (fc Ko^v'^ai 

^yw) -2, 4 —^^■^>'-y':i-y^±^LtL, SP*., W. 

^#ia^T-ep d -ffiitj^ (10%) 1 . 5 g ^wt 

'y'^ax3;^9y2 0m \ t6- (^>'J/V:t^'>7 
HL—JU) -2, 4-^^f-Vv>;tV 1 . 31 g (4. 4 
mmo I) ^*P^fc, 5f£;^I*3^mJl07K*T-fi^ 

^fe*£i^SrB*v^fco iggv>TT-ir h>-/-.dr-t»->'(0 1 : 1 



)V) -2, 4-'^=3f1^>'v?^>•0. 



7 0 g (3. 4mmJK 



(5A) 

6 6 

[0 0 8 6] 'h NMR (CDCI3): enol; d 7.04 (d, J = 
8.4 Hz, 2 H, aromatic), 6.65 (d, J= 8.4 Hz, 2 H, a 
romatic), 5.55 (br, 1 H, OH), 5.47 (s, 1 H, enol-m 
ethine), 2.86 (t, J = 7. 3 Hz, 2 H, ethylene), 2.55 
20 (t, J = 7. 3 Hz, 2 H, ethylene), 2.04 (s, 3 H, met 
hyl). keto; d 7.04 (d, J = 8. 4 Hz, 2 H, aromati 
c), 6.65 (d, J = 8. 4 Hz, 2 H, aromatic), 5.55 (br, 
1 H, OH), 3.55 (s, 2 H„C(=0)CH2 C(=0)). 2.83 (m, 4 
H, ethylene), 2.19 (s, 3 H, methyl), enol :keto 
= 5:1. E.A. : Calcd for Cm Hm O3 : C, 69.88; H, 
6.84. Found: C,69,67; H, 6.79. 
[0 0 8 7] 
[^b6 2] 



Hg. Pd/C 
CH2CI2 



(SB) 



[0 0 8 81 :^^—J>. (5C) z.(f)e- 

(4 - 1 Kn:3rv'7i=;l') -2, A 

(2-7ain/Ut°y v?>-) 'Jy{3i>^J^ (III) 
( [I r (p py) ,C 1] 0 ^Rt&^-fr-C [6- (4 
- 1 Kci:^rv'7 3i=/l-) -2, 4 -^#-»^>'v^;^-:^— 
h] fc'^ (2-7ir^;wt"'y v=:^) -l'yv^5'i^ (I I 
I ) (tAT I r (p p y) 2 [1 - (OH-Ph-M 40 
e) -a c a c] tB&l") Sr-e-figbfc, IP*>, [I r 
(ppy)2Cl]2) 71mg (0. 0 6 6mmol) 
tJ^^:^ '?A4 7mg (0. 44mmol) ©iS-^ 
6- (4-fc Kndr->73:=./l') -2, 4-'^^ 
■^V\/irV4 1 mg (0. 2 Ommo 1 ) SrDMF 5 m 

L(gFii«S : -^dff->/Bti|:c^/l.«)l : 1 (j^Jatt) 50 



ftcDv^^nn^cJ'VfC^^t. --^i^i^SrADxT- 2 0 
t:tci^ip-r5:ii:t-J:i5, SS<)i:1- S I r (ppy)2 
[1— (OH-Ph-Me) -acac] 86mg 
(0. 12 mmo I) ?rSIMfero@^*t LT#fc„ IR* 
9 2%o ^WitCW^jm^^. 'H-NMRT'tTo 

[00 8 9] ' H NMR (CDCh ) : d 8. 48 (d, J = 6. 2 Hz, 

1 H, ppy), 8.23 (d. J = 5.9 Hz, IH, ppy), 7.9 7. 
6 (m, 4 H. ppy), 7.53 (t, J = 7. 3 Hz, 2 H, ppy), 
7.11 (t. J = 7.0 Hz. 1 H. ppy), 6.99 (t, J = 7.0 H. 
z, 1 H, ppy), 6.8 6.4 (m. 8H, ppy + GH4OH), 6.27 

(t, J = 8.1 Hz. 2 H, ppy), 5.18 (s, 1 H. diketona 
te-methine), 5.10 (br. 1 H, OH). 2.54 (t. J = 7.0 
Hz. 2 H, methylene), 2. 31 (m. 2 H, methylene), 1.75 

(s, 3 H, methyl). E.A. : Calcd for Cs, H25 IrN2 0j : 
C. 57.86; H. 4.14; N. 3.97. Found: C. 58.03; H. 
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4.11; N. 3.86. 
[0090] 



* Ute 3] 




+ 2 



Na2C03 



DMF 

[0 0 9 1 ] JJCV^T?. >^^-A (5D) tC^-fi 
Z.(Dlr (ppy)2 [1- (OH-Ph-Me) -a 

cac] t/^^ ])/\^m^tiv-f V^RJt^$'^6:Lt\c 
J:9Ir (ppy)2 [1- (MA-Ph-Me) -a 
cac] ^-g^ricLfco IP^,. ^^#ia^TTM r (p p 
y) 2 [1 - (OH-Ph-Me) -a c a c] 16 9 
mg (0. 24mmol) ^i^^ ti ti / ^ :^ l Q m \ iC 
MML. hV=^^Jl^TX:yO. 30ml (2. 2mino 

1) iM^tco ziommc^^ ^ vj\^m^^v^ h*o. 

0 6 0ml (0. 6 Immo \) ^M^it^M'^MC^ 
7^Vy(D^^m^ (10:10:1 (i^m) ) 

mmt^h'^^^^ir^^tKiiy)nmtir^\ r (pp 

y) 2 [1 - (MA-Ph-Me) -a c a c] 14 1 




H 




(5C) 



20 



30 



JKmg (0. ISmmol) tT^»/c:o »K 

*7 6%o I^SttCHN5E^5>W. 'h-NMRT*?to 

[0 0 9 2] ' H NMR (CDCh ) : d 8, 48 (d, J = 5. 1 Hz, 

1 H, ppy), 8.27 (d, J = 5.9 Hz, IH, ppy). 7.9 7. 
5 (m, 6 H, ppy), 7.12 (t, J = 7. 0 Hz, 1 H, ppy), 
7.04 (t, J = 7.0 Hz, 1 H, ppy), 6.9 6.6 (m. 8 H, 
aromatic), 6.33 (s, 1 H, olefinic), 6.27 (d, J = 
7.6 Hz, 2 H, ppy), 5.74 (s, 1 H, olefinic), 5.17 
(s, 1 H, diketonate-methine), 2.61 (t, J = 7. 0 Hz, 

2 H, ethylene), 2.34 (m, 2 H, ethylene), 2.07 (s, 

3 H, methacryl-methyl), 1.76 (s, 3 H, dlketonate- 
methyl). E. A. : Calcd for H33 IrN2 04 : C, 58.98; 
H, 4.30; N, 3. 62. Found: C, 58.69; H. 4.17; N, 3.8 
1. 

[0 0 9 3] 
[^k6 4] 




CH2C92 



(50) 



to 0 9 41 (nmm&) m^mt^m : (.1-/^^ 

(2-7i=/Wf !J-:?y) Uv'^^i. (I I I) (£AT 
I r (p p y) 2 (1 -MA -a cac) tBSI") ©-^ 

(6 A) {c^tipf-, ^ffi»ctifv^-^fiS;Lfct' 

v?l'yv?'?A (III) ( [ I r (p p y) jC 1 ] 2) 
<ii^(D:fjm (g)cW#tf E P 0 5 1 4 2 1 7) $r## 

\Z^^L1t 1 - ( t e r t -y^yUi^p* f-ZWi^y 

-2, 4 — 'y'!'''y:t>i5.i^^^'tX (1-tKo 

^•>-2, 4-'<>'^yv^;*-^-- h) t';x (2-7s = 

yl-fy i^:/) ^ y v?'?^ ( I I I ) (K;IT I r (p p 



y) 2 (1 -OH-a cac) tBg-f) Sr-^fifeLfco BP 
[Ir (p p y) 2 C I ] 2 4 9 2m g (0. 46m 
40 mo I) t^mi-h}} ^-1^1 3 Qmg (1. 3 1mmo 
I ) SrDMF 1 Om I tpJC^^L. 1 - ( t e r t 
^^-'I'v'^^/Wv'y-'U^^v') -2. 4 
(l-TBDMSO-2, 4-^>-}''J:ty) 32 1m 
g (1. 3 9mmol) Sr^PxiT 7 CCT'l^rHlJUPISifll 

1 0 Om 1 (Dma&itrye-^J^Tii^l&idXXfS Om 

o n ^ 5.^ ty-^ t -f- 5 -> y ;(7 y^i.;(7 7 (ca LMfe 
50 w^f^Srtffco ::n^®J±ltj^bfcmtct#bn^:||fe© 
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TV^z^^ Kyjviry^ Y (i^TBu\NFi:0&-r) O 
K OM THF^JSO. 46ml (0. 46mmo 

S^fB-rSwirlCi t). S^t-r^lT (ppy) 
2 (1-OH-acac) 3 8 9mg (0. 63mmo 

[0 0 9 51 ' H NMR (CDCh ) : d 8. 48 (d, J = 5. 7 Hz, * 
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* 1 H, ppy), 8,42 (d, J = 5.7 Hz. IH, ppy), 7.86 
(m, 2 H. ppy). 7.74 (t, J = 7. 6 Hz, 2 H, ppy), 7.5 
4 (t, J= 5.9 Hz, 2 H, ppy), 7.14 (t. J = 5.9 Hz, 2 
H, ppy). 6,82 (t, J = 7.3 Hz, 2 H, ppy), 6.69 (m. 
2 H, ppy), 6.28 (d, J = 6.8 Hz, 1 H, ppy), 6.23 
(d, J = 6.5 Hz, 1 H, ppy). 5.17 (s, 1 H, diketonat 
e-fflethine), 3.88 (dd, J= 8.1, 5.4 Hz, 1 H, ^HH'-O 
-), 3.78 (dd, J = 8.1, 4.3 Hz, 1 H, -CHH'-O-), 3.1 
0 (t, J = 4.6 Hz, 1 H, OH). 1.82 (s, 3 H, methyl). 
10 E.A. : Calcd for Gi H23 IrNzO, : C. 52.67; H, 3.77; 
N, 4.55. Found: C. 52.45; H, 3.68; N, 4.79. 
[0 0 9 61 
[>fb6 5] 




+ 2 TBOMI 



1) NagCOa 

2) Bu"4NF 

DMF 



[0 0 9 71 (6B) 
-<^Ir (ppy)2 (1 -OH-a c a c) i:;^^^^ 
y;^i^>^D9^ K^5^$-B:5- tfcj:!9 I r (pp 
7)2(1 -MA- a c a c) Sr^^rgLfc. IP^. I r 

(ppy)2 (1-OH-acac) 200mg (0, 
3 2mmol) Srf^jtiv^iJ^ p n ^ > 1 5 m 1 fC®^ 
hV^^/i^T^>0, 25ml (1. 8mmol) 
to, 20m \ (D^^^ ]);i^^^uy^ }TQ, 20ml 

(2. Ommo 1) SrADxTS?£T*l^F^^}t# UfCo ik 
iCRlt^Bm^mmi- h }} •>i^7K^JS2 Om 1 T*ifc}^L. 

t2?^^y/T±hl^<D2 : 4 : 1 (WB^) (DM^mm 

^)^t^^t\CX^^ aS^t-rS I r (ppy) 2 (1 
-MA-acac) 165mg (O..24mmol) S: 




(6 A) 



^^m. 'H-NMRT*tTo7to 

(00 9 81 ' H NMR (CDCL ) : d 8. 53 (d, J = 5. 7 Hz. 
30 1 H, ppy), 8.48 (d, J = 5. 4 Hz, IH, ppy), 7.84 
(d, J = 7.8 Hz, 2 H, ppy), 7.73 (t, J = 7. 0 Hz, 2 
H, ppy), 7.53 (t, J = 6.8 Hz, 2 H, ppy), 5.14 (m, 
2 H, ppy), 6.79 (m. 2 H, ppy), 6.69 (ra, 2 H, ppy), 

6.29 (d, J = 7.6 Hz. 1 H. ppy). 6.23 (d, J = 7. 6 
Hz, 1 H, ppy), 6.04 (s, 1 H, olefinic), 5.51 (s, 1 

H, olefinic), 5.31 (s, 1 H, diketonate-methine) , 
4.38 (d, J = 15.4 Hz, 1 H, -CHH-€C(=0)-), 4.27 (d. 

J = 14.9 Hz, 1 H, -CHH-OC(=0)-), 1.87 (s, 3 H, me 
thacryl-methyl), 1, 82 (s, 3 H, diketonate-methyl). 
40 E.A. : Calcd for C31 H27 IrN2 04 : C, 54.45; H, 3.98; 
N, 4.10. Found: C, 54.18; H, 3.96; N. 4.33. 

[0 0 9 91 

[^ke 61 



CH2CI2 



(6 B) 



39 



[0100] mmmi) m^it'^^: [6- (4 - 

\£=.)vy^z:.)\') -2. i^-^^^v'yir-i—Y^ t';^ 
[2- (2, 4-v?7yW;t-n7i-yl') \£3'yV^ ]) 

'yfjU (I I I) (UiTI r (2. 4-F-ppy) , 
[1- (S t-Me) a c a c] h%-t) 

(7 A) »OT^i-J:5l-, ^fe{ciifv^2- (2, 

T-'l'^>'^SSTIc:*il>T2-:/n^e!J v'VS. 69 g 
(5 5. Ommol) SrSttTKr h 7 t Kd 7 7 2 0 0 
m nc^/»LT-7 8t;*T'ft9L. 1. 6M n-^ 
^yHJ^!?AC»-^=¥-9-V^fg3 8. 7m 1 (6 1. 9m 
mo 1) Sr3 0^>*»»tT}gTLyS:. jST^, ^fjiclg-fk 
5^7. 5g (55. Ommol) StEJ^tRx h y t K o 
7 7 5 0 m I IC^^ Lfci^fiSS: 3 0 ^*^lt TjST t 
fc, JST^. 0t:4t?i^>o< ») t#?tt, 1-7'n^- 
2, 4.-v^7;W:i-n'<>-^>'9. 65g (5 5. 0mm 
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*f7J^ (0) 2. 31g (2. Ommol) SriDi, it 
gftTtC 6 Lfc^. SiSfl^lCl&IO^tliTK 2 0 0m 

S«IL. *7A^D-r ^^^77^--. {^^)i3VtV ; 

i;uait^;i^j^/-^^-^y (1/1 ) Tmmt 

S'tfCit). 2- (2, 4-v'7>'l':^-a7 3:=/l.') fc" 
yv've. OOg (31. 4mmo 1 ) SrMfejg^^tD;*- 
'^Ji'tLXnit, IIX*6 3%. l^jtH'H NMRi:C 

10 [0 1 0 1 I 'h Nl(R(270 MHz, CDCh), ppm: 8. 71(d, 1 
H, J 4.6 Hz). 8.00(td, IH, J 8.9, 6.5 Hz), 7. 8 - 
7. 7(m, 2H), 7.3 - 7. 2 (over wrapped with CHCl J, 1 
H), 7.1- 6. 8(m, 2H). E. A. : Found: C 68.98, H 3. 
80, N 7.31. Calcd: C 69. 11,H 3.69, N 7.33. 
[0 10 2] 
Ut6 7] 



1) n-BuU 

2) ZnCl2 

THF 



Pd(PPh3)4 




(7A) 



[0 10 3] 2JcV^-r\ y^^-A (7 B) K^-tXol^. 
wC02- (2, 4-i/y/\^:t^y t^'Uv^V-i:^ 
^-^^uu^ V>^^^ (I I I) ®S-^h !i ^^iMiTKfP^ 

[2- (2, 4 -v^>^>'W:^D:7:iin;P) t^yi/^/] v^>< 
yv^^?i. (I I I) [I r (2, 4-F-pp 

y) 2CI] 2i:B&"r) Sr-a^^Lfco BP^. 2-(2, 4 
-v>:77P::^P^:3i^/P) eyC/^^O, 96g (5. Dm 
mo 1) i:--^i^^nD^yi/r>i>. (I I I) g^-^ by 
'?An7K?Pt»l. 0 0gSr2-:r:h^'>:i^^'/-/W: tK 
= 3:1 (^*:ait) c7)jii^^^4 0mUC^^L. 3 0 



2 Na^lrOle-nHsO 



tir^ [Ir (2, 4-F-ppy) 2C1]20. 79 
g (0. eSmmol) S:Mfe*&*i:bT»irCo HX^S 

[0 1 0 41 'h NMR(270 MHz, CDCh), ppm: 9. 12(d, 4 
H, J = 5.7 Hz), 8.31(4 4H, J = 8. 6 Hz), 7.83(dd, 
30 4H, J = 7.6. 7.6 Hz), 6.82(dd, 4H, J = 7.3, 7. 3 H 
z), 6.34(ddd, 4H, J = 11.6. 10.0, 2.4 Hz), 5.29(d 
d, 4H. J = 9.5, 2.4 Hz). Anal. Found: C 43.39, H 
2.03. N 4.55. Calcd: C 43.46. H 1.99, N 4,61. 
[0 10 5] 

[^kes] 




EtO-EIOH 



[0 10 6] «):v^T% :^^-J>^ (7 c) (CTF-fi 

Z.(r> i \ V (2, 4-F-ppy) 2Cl]2t6 - (4 
-}i'=-ji^y -2, 4— 

hZ,t\Ci:y) \ I (2. 4-F-PPy)2 [1- (S 
T-Me) a c a c] Sr-^J^JcL/Co EP*^. [ I r (2, 
4 -F-p p y) 2 C 1 ] 2 243ing (0. 20mm 
o 1 ) . mmi- V'}'!?^2 \ 2mz (2. OOmmo 




(7B) 



/-/H. 3mg. *Jg0ij2 irlsl^lC-g^^LfcS- (4 
-\f^)Vy3L=:^jV) -2. 4-^:^rf-i^:^>^l 3 Omg 
(0. 6 Ommo 1 ) 4rT;l-=?V^gfDT(CDMF 2 Om 



1). 2, t e r t -:/^yU-4-;^f-7l-:7ai 50 ^sff^S-f 5 ^ i: i 9 . Ir (2. 4-F-PPy) 



41 

2 [1- (ST-Me) acac] 261mg (0. 3 

3mmo 1) ^m^^BBtLxntz. iiK*8 3%o 

[0 1 0 7] NMR(270 MHz. CDCh), ppm'- 8.39(d, 1 
H. J = 5.7 Hz). 8. 3-8.2(ra. 2H).8.04(d. IH. J = 
5.7 Hz), 7.8 - 7.7(m, 2H), 7. 19(d, 2H, J = 7. 8 H 
z), 7. 15 (dd. IH. J = 6. 6, 6.6 Hz). 6.97(dd. IH. J 
= 6.6. 6.6 Hz). 6.89(d, 2H, J=7.8Hz). 6.67(dd, 1* 
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*H. J =17.6. 10.8 Hz). .6.4-6.2(m. 2H). 5.7-5. 
6(ffi, 3H), 5.22(s, IH), 5. 2l(d, IH, J= 11.1 Hz), 
2.62(t. 2H. J = 7,0 Hz). 2.39 (m, 2H). 1.78(s. 3H). 

Anal. Found: C 54.82. H 3.50, N 3.49. Calcd: C 5 
4. 88. H 3. 45. N 3. 56. 
[0 10 8] 

lite 9] 




+ 2 




<7C) 



DMF 



[0 10 91 (mmmS) m^mt^^ : {3- [4- 
i^y^i^/u^^ju^ -2, 4-^y^yi^:ti-—h} ^f" 

7. (2-y:xLZij]^\l^]) i^l^) ^])V>^M. (I I I) iU 

TI r (ppy) 2 [3- (MOI-Ph-Me) -a 

c a c] tm-T) (D^^ 

:^^-J>. (8 A) {z^i-Xolz^ ^mcm^-^^l^tci^^ 
>^ "rVy^:^ (2 -y^ai^ywey v?>') 

y v^!>A (III) ( [ I r (p p y) 2C I ] 2) 
i:3- {A-M V^^i^y ^=-?\^/^?\-) -2, 4— < 
>9y\y:^:y^&^^^^'^X [3- (A-)! Y^^i^y :x. 

-2, A—<i^9l^i^ifr^-Y^ "dy. (2 
-^^rL/i^ey ^yv^r^i. (Ill) (£ATI r 

(ppy) 2 [1- (OH-Ph -Me) -acac] 
tPSi") ^-a^^Lfc. IP^>. [ I r (p p y) 2 C 
1]2) 56mg (0. 052mrnol) ioit^j^®^^ 
|>yr>i,44mg (0. 42mmol) ^DMFSml 
fC^^Lfco Z,<Dnm^. <£k^<D:fjW: (C. Cativiela e 
t al., J. Org, Chem.. 60, 3074 (1995)) 
LtzS- (4-\i Vu^i^y ^^.ju^i-ju) -2, 4- 
^>^^>v;t>3 Om g (0. ISmmol) SrDMF 



- 2 K^At) 



?>:it\Zi:^ \ r (ppy)2[l - (OH-Ph -M 
30 e)-acac]34mg(0, 0 4 8mmol) SrS 
m&<DmW^tLXmfCo iR*4 6%„ I^^HCHNtc^ 
5>|ff> ' H-NMRT*^Tofco 

[ 0 1 1 0 ] * H NMR (CDCI3 ) : d 8. 58 (d, J = 5. 9 Hz. 

2 H, ppy), 7.84 (d, J = 7. 8 Hz, 2H, ppy), 7.73 
(t, J = 6.5 Hz. 2 H. ppy). 7.55 (d, J = 7. 6 Hz. 2 
H, ppy), 7.1 6.6 (m. 10 H. aromatic), 6.27 (d, J 
= 7.6 Hz, 2 H, ppy). 4.86 (br-s. 1 H, OH). 3.62 
(s, 2 H, benzyl), 1.80 (s, 6 H, methyl). E.A. : Cal 
cdfor C34 H29 IrNzOa: C, 57.86; H, 4. 14; N, 3.97. F 
40 ound: C, 57.97; H. 4.22;N. 4.15. 

[0111] 

[^b7 0l 



(23) 
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o o 



OH 



NasCOd 



OMF 




<8A) 



2 < >i— ] 



[0 1121 15cv^T\ y^^-M. (8 B) tc^^-Ti * LTiti±-C^J^i-^ ^ i: J: 9 B W t-fS i r (p p 



c a 



<D ] r (p p y ) 2 
c] t^^':^ y n 



[1 - (OH-Ph-Me) 



a 

(MO I :m&^. BginmxM) ^S^^itS^ibfCj: 
^ I T (ppy)2 [1- (MO I -Ph-Me) -a 
c a c] Sr^^tfco BPt>. I r (p p y) 2 [1 - 

(OH-Ph-Me) -acac] 71mg (0. 10 
mmol) t2, t e r t -:/^>'^-4-;^^ 

;V':7a:y— ;U3mg, (0. 0 1 4mTno 1 ) . i/^^/V 
^ (I V) v^^^7U- h 2 7mg (0. 1 2mmo I ) 
SU^MO I 55mg (0. 3 5 mm o 1 ) SrTHFl 

om I \zmm\^. 7 ovx^2mmMmw:i^Lfz.o ^t^n 

o 

(MOI) 
BHT,DBTL 



20 



30 



y) 2 [3- (MO I -Ph-Me) -a c a c] 59 
mg (0. 0 6 9mmol) LT» 
fco i|X*6 8%o I^^ttCHN5cm^W> 'h-NMR 
T^trofco 'h NMR (CDCL): d 8.58 (d, J = 5. 9 Hz, 2 

H, ppy). 7.88 (d,J = 7.8 Hz, 2 H. ppy), 7.76 (t, 
J = 6.5 Hz, 2 H, ppy), 7.57 (d, J = 7. 6Hz, 2 H, pp 
y), 7.2 6.6 (m, 10 H. aromatic), 6.27 (d. J = 7. 6 

Hz, 2 H,ppy), 6.16 (s, 1 H, olefinic), 5.63 (s, 1. 

H, olefinic). 5.31 (br-s, 1 H,NH). 4.31 (m, 2 H, 
ethylene), 3.69 (s, 2 H, benzyl), 3.59 (m, 2 H, et 
hylene), 1.98 (s, 3 H, methacryl-methyl) , 1.80 (s, 

6 H, diketonate-methyl). E. A. : Calcd for C41 Has Ir 
NsOs: C, 57.20; H, 4.45; N, 4.88. Found: C, 57.3 
6; H, 4.43; N, 4.91. 

[0 113] 

lit! 1] 




THF 



(8B) 



[0 1 14] 



(SOlnt.Cl. 
CO 9K 



11/06 



6 6 0 
6 8 0 



F I 

CO 9K 



11/06 



6 6 0 
6 8 0 



(24) 

H 0 5 B 33/14 
// C 0 7 F 15/00 

(12) mm^ mm tsbs 
(72) mm^ mi- 
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H 0 5 B 33/14 B 
C 0 7 F 15/00 E 

F^ — M. 3K007 AB02 AB03 ABl 1 . AB18 DB03 

4H006 AAOl AA03 AB46 AB92 
4H050 AAOl AA03 AB46 AB92 WBU 

WB13 WB14 
4J031 BA19 BB03 BB09 BD21 
4J100 AB07P AQ31P BA38P BB07P 
BC43P BC52P BC58P BC69P 
BD04P BD15P CAOl JA32 
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